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(57) The present invention provides polymers with
excellent moldability due to a wider molecular weight
distribution (i.e. a larger ratio Mw/Mn between weight-
average molecular weight (Mw) and number-average
molecular weight (Mn) (Q value)) and a larger FR and
melt tension (MT), compared to olefin polymers pro-
duced by polymerizing olefins in the presence of cata-
lysts using conventional metallocene-type transition
metal compounds, and it relates to an olefin polymeri-
zation catalyst comprising the following component (A)
and component (B), and to a process of producing olefin
polymers with the catalyst.

Component (A): A solid catalyst component com-
prising the following component (A-1) and compo-

Olefin polymerization catalyst and process for producing olefin polymer

nent (A-2).

Component (A-1): A solid component obtained
by contacting the following component (A-1-1),
component (A-1-2) and component (A-1-3).

Component (A-1-1): an ion-exchangeable.
layered silicate

Component (A-1-2). a magnesium com-
pound

Component (A-1-3): a titanium compound

Component (A-2): A metallocene-type transi-
tion metal compound

Component (B): An organic aluminum compound
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method of dehydration the ion-exchangeable layered silicate is not particularly restricted, and heated dehydration,
heated dehydration under a gas stream, dehydration under reduced pressure, azeotropic distillation with an organic
solvent, etc. may be employed. Heating is carried out at 100°C or above and preferably 150°C or above, but preferably
not at conditions which destroy the structure. It is therefore preferred for the moisture content to be no greater than 3
wt% preferably no greater than 1 wt%, and more preferably no greater than 0.5 W1%. as measured after drying for 2
hours under conditions of 200°C, 1 mmHg pressure.

Component (A-1-2)

[0021] (A-1-2) of the invention is a magnesium compound. A "magnesium compound" according to the invention is
preferably one which is either soluble or dispersible itself in any of the catalyst preparation processes according to the
invention. {Here, "soluble itself* includes compounds solubilized by complexing agent treatment or other treatment of
the compound itself.)

[0022] Specific preferred examples of component (A-1-2) include (1) organic magnesium compounds, (I1) contact
solutions of inorganic magnesium compounds and titanium compounds (A-1-3), and (I}) contact solutions of inorganic
magnesium compounds and electron donating compounds.

[0023] (I) First, for the organic magnesium compound of the invention there may be used a publicly known organic
magnesium compound having at least one Mg-C bond. it is preterably a dialkyl(aryl) magnesium compound represented
by the general formula R'R2Mg or a Grignard compound represented by the general formula R3MgX. Here, RY, R2
and R3 are hydrocarbon residues of 1-20 carbon atoms that may be the same or diflerent, and X is a halogen. Specif- '
ically, (a) compounds represented by the general formula R'R2Mg include dimethylmagnesium, diethyimagnesium, di-
n-propylmagnesium, di-i-propylmagnesium, di-n-butylmagnesium, di-s-butylmagnesium, di-t-butylmagnesium, diamy!-
magnesium, dihexylmagnesiumn, dicyclohexylmagnesium, diphenylmagnesium, butylethylmagnesium, etc.; (b) com-
pounds represented by the general formula R3MgX include methylmagnesium chloride, methylmagnesium bromide,
methylmagnesium iodide, ethylmagnesium chioride, ethylmagnesium bromide, n-propylmagnesium chloride, i-propy!-
magnesium chloride, n-butylmagnesium chloride, s-butylmagnesium chloride, t-butylmagnesium chloride, amylmag-
nesium chloride, isoamylmagnesium chloride, hexylmagnesium chloride, cyclohexylmagnesium chloride, phenylmag-
nesium chloride, phenylmagnesium bromide, etc. Any of these within each group and/or of different groups may be
mixed together, or they may be in complexes with other compounds as compound salts. Preferredfor use as complexing
agents are organic metal compounds of Li, Be, B, Al and Zn. :
[0024] The organic magnesium compound is usually contacted with the other components in a state of solution or
suspension in a solvent. The solvent used for the organic magnesium compound of the invention may be aliphatic or
aromatic hydrocarbons, or ethers. Specific examples thereof include (a) hydrocarbon compounds of 4-20 carbonatoms
such as butane, pentane, hexane, heptane, octane, decane, cyclohexane, benzene, toluene, xylene, etc. and (b) ethers
of 2-20 carbon atoms such as dimethyl ether, diethyl ether, diisopropy! ether, dibutyl ether, diisoamyl ether, epichlo-
rhydrin, tetrahydrofuran, dioxane, anisole, diphenyl ether, etc. These solvents may also be used in combinations of
two or more.

[0025] (II) Ancther specific example of (A-1-2) of the invention is a contact solution of an inorganic magnesium
compound and a titanium compound (component (A-1-3)).

[0026] The magnesium compound used may be a publicly known magnesium compound. Specifically there may be
mentioned (a) magnesium dihalides, for example MgF,, MgCl,, MgBrp, Mglp, etc.; (b) magnesium alcoholates, for
example Mg(OEt),, Mg(OBu),, Mg(OPh),, etc.; (c) halomagnesiumoxy compounds, for example Mg(OH)CI, Mg(OEt)
Cl, Mg(OPh)ClI, elc.; (d) organic acid magnesium salts, for example Mg(OCOCHg),, Mg(OCOC7Hzs)2. Mg
(OCOCgHg)o. etc.; (e) inorganic acid magnesium salts and other compounds, for example Mg(OH),, MgO, MgCO,,
MgSO,, etc. These may also be used in admixture with each other, or may be used as complexes with other compounds
in the torm of compound salts. Preferred among these are (a) magnesium dihalides and (b) magnesium alcoholates.
[0027] As titanium compounds there may be mentioned compounds represented by the general formu la Ti(OR%), . X,
(where R4 is a hydrocarbon residue, preferably with about 1-10 carbon atoms, X represents a halogen, and krepresents
a number such that 0 < k < 4). Specifically there may be mentioned TiCly, TiBrs, Ti(OC,Hg)Cls, Ti(OC,H5)Clo, Ti
(OC,Hg)sCl, Ti(OIiC3H7)Cla, Ti(ONC4Hg)Cly, TI(ONC,4Hg)Cla, THONC,Hg)aCl. THOIC4Hg)Cla. Ti(OsecCyHg)Clg, Ti
(OIC4Hg)Cly, Ti(OCgH41)Cla, Ti(OCgH,3)Cla, Ti(OCgH,7)Cla, Ti(OcCgHy4)Cla, Ti(OCgH5)Cl3, Ti(ONC4Hg)Bra, Ti
(OC,Hg)a, TI(ONC gH7),, THOIC3H7) 4, TIHONC4Hg)a, THONCgH3)4, THONCgH,7)4. TIHOCHLCH(CoHg)CyqHg)a, elc.
[0028] As titanium compounds there may be used the polytitanic acid esters represented by the following general
formula.
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where RS represents the same or different hydrocarbon residues, preferably with 1-10 carbon atoms. Especially pre-
ferred are aliphatic hydrocarbon residues of 2-6 carbon atoms. The value of m is preferably selected so that the pol-
ytitanic acid ester is liquid either itself or in solution form, and usually represents a number such that 2<m < 10.
[0029] Specific examples of such compounds include isopropyl polytitanate, normal-butyl polytitanate, normal-hexyl
polytitanate and 2-ethylhexyl polytitanate.

[0030]) There may also be used trivalent titanium compounds represented by the general formula Ti(OR®), X, (where
RS is a hydrocarbon residue, preferably with about 1-10 carbon atoms, X represents a halogen, and n represents a
number such that 0 < n < 3). Specific examples of such titanium compounds include TiCly, TiBr,, Ti(OC,Hg)Cly, Ti
(OC,Hg)s, etc. These may also be used in admixture with each other.

[0031] Preferred among these are alkoxy group-containing titanium compounds, with tetraalkoxytitanium compounds
being more preferred.

[0032] Their dissolution may be accomplished by any publicly known method. The preferred method is contact while
stirring in the presence of an inert diluting agent during the dissolution. The iner diluting agent used here is preferably
an aliphatic or aromatic hydrocarbon or halohydrocarbon. For the contact there may be included components other
than those mentioned above, for example electron donators such as alcohols, ethers, ketones, esters, etc., organic
aluminum compounds, halogenated silicon compounds and organic silicon compounds, so long as the effect of the
invention is not hindered. The contact temperature is generally about -50°C to 200°C and preterably 0°C to 120°C,
and the contact time is at least 3 minutes, and preferably 0.5-24 hours. )
[0033] The amount of the titanium compound used for the dissolution is about 0.01-100, and preferably 0.1-10, in
terms of molar ratio with respect to the magnesium compound.

[0034] (ill) Ancther specific example of (A-1-2) of the invention is a contact solution of an inorganic magnesium
compound and an electron donating compound. )

[0035] The inorganic magnesium compound used may be a publicly known magnesium compound. Specifically there
may be mentioned (a) magnesium dihalides such as MgF,, MgCl,, MgBr,, Mgl,, etc.; (b) magnesium alcoholates, for
example Mg(OEt),, Mg(OBu),, Mg(OPh),, etc.; (c) halomagnesiumoxy compounds, for example Mg(CH)CI, Mg(OEt)
Cl, Mg(OPh)CI, etc.; (d) organic acid magnesium salts, for example Mg{OCOCH,)s, Mg(OCOC,7H35)s. Mg
(OCOCgHg),, etc.; (e) inorganic acid magnesium salts and other compounds, for example Mg(OH),, MgO, MgCQ;,
MgSO,, etc. These may also be used in admixture with each other, or may be used as complexes with other compounds
in the form of compound salts. Preferred among these are (a) magnesium dihalides and (b) magnesium alcoholates.
[0036) Examples of electron donating compounds include oxygen-containing electron donors such as alcohols, phe-
nols, ketones, aldehydes, carboxylic acids, organic acid and inorganic acid esters, ethers, acid amides and acid an-
hydrides, and nitrogen-containing electron donors such as ammonia, amines, nitriles and isocyanates. Specifically
there may be mentioned (a) alcohols, preferably of 1-18 carbon atoms, specifically methanol, ethanol, propanol, bu-
tanol, pentanol, hexanol, octanol, 2-ethylhexanol, dodecanol, octadecyl alcohol, benzyl alcohol, pheny! ethyl aicohol,
etc.; (b) substituted and unsubstituted phenols, for example phenol, cresol, xylenol, ethyl phenol, propyl phenol, nonyl
phenol, naphthol, etc_; (c) ketones, preferably ot 3-15 carbon atoms, specifically acetone, methyl ethyl ketone, methyl
isobutyl ketone, acetophenone, benzophenone, etc.; (d) aldehydes, preferably of 2-15 carbon atoms, specifically
acetaldehyde, propionaldehyde, octylaldehyde, benzaldehyde, etc.; (e) organic acid esters, preferably of 2-20 carbon
atoms, specifically methyl formate, methyl acetate, ethyl acetate, vinyl acetate, propyl acetate, octyl acetate, cellosolve
acetate, ethyl propionate, methyl butyrate, ethyl valerate, ethyl stearate, ethyl chloroacetate, methylmethacrylate, ethyl
crotonate, ethyl benzoate, phenyl benzoate, ethyl tolylate, ethyl anisate, dibutyl phthalate, y-butyrolactone, a-valerol-
actone, ethylene carbonate, etc., and inorganic acid esters, for example trimethyl borate, tetraethyl silicate, tributyl
phosphate, tributyl phosphite, etc.; (f) ethers, preferably of 2-20 carbon atoms, specifically methyl ether, ethy! ether,
isopropyl ether, butyl ether, isoamyl ether, epichlorhydrin, tetrahydrofuran, dioxane, anisole, etc.; (g) acid amides, for
example dimethylformamide, dimethylacetamide, acetamide, benzoic amide, etc.; (h) amines, for example methyl-
amine, ethylamine, diethylamine, triethylamine, tributylamine, piperidine, pyridine, tetramethyl ethylenediamine, etc.;
(i) nitriles, for example acetonitrile, benzonitrile, etc. These electron donors may be used in combinations of two or
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more. Preferred among these are alcohols, ethers and esters, with alcohols being particularly preferred.

[0037] Their dissolution may be accomplished by any publicly known method. The preferred method is contact while
stirring in the presence of an inert diluting agent during the dissolution. The inert diluting agent used here is preferably
an aliphatic or aromatic hydrocarbon or halohydrocarbon. For the contact there may be included components other
than those mentioned above, for example titanium compounds, organic aluminum compounds, halogenated silicon
compounds and organic silicon compounds, so long as the effect of the invention is not hindered. The contact temper-
ature is generally about -50°C to 200°C and preferably 0°C to 120°C, and the contact time is at least 3 minutes, and
preferably 0.5-24 hours.

[0038] The amount of the electron donating compound used for the dissolution is about 0.01-100, and preferably
0.1-10, in terms of the molar ratio with respect to the magnesium compound.

Component (A-1-3)

[0039] (A-1-3) of the invention is a titanium compound. A “titanium compound® is preferably one which is either
soluble or dispersible itself in any of the catalyst preparation processes according to the invention. (Here, "soluble
itself® includes compounds solubilized by complexing agent treatment or other treatment of the compound itself.)
{0040] As titanium compounds according to the invention there may be mentioned compounds represented by the
general formula Ti(OR7)4,po (where R7 is a hydrocarbon residue, preferably with about 1-10 carbon atoms, X repre-
sents a halogen, and p represents a number such that 0 < p < 4 ). Specifically there may be mentioned TiCly, TiBry4, Ti
(OCoHg)Cl3, TI{OCHg)oCly, Ti(OC  Hg)3Cl, TiI(OIC3HZ)Clg, THONC4Hg)Clg, THONC 4Hg)xClo, THONC4Hg)sCl, Ti(OIC4Hg)
Cl3, Ti(OsecC4Hg)Cla, Ti(OtC4Hg)Cly, TH(OCgH;4)Cla, Ti(OCsH;3)Cla, Ti(OCgH7)Clg, Ti(OcCgH44)Cla, Ti(OCgHg)Cly,
Ti(OnC4H9)Br3, Ti(002H5)4, TI(OnCaH7)4, TI(O|03H7)4, n(OnC4H9)4, Ti(OnC6H13)4. Ti(OnC8H17)4, Tl(OCH2CH(02H5)
C4Hg)4. elc. There may also be used molecular compounds obtained by reacting electron donors with these. As such
molecular compounds there may be mentioned TiCl,-CH,COCHg, TiCl,-CHaCOOCHg, TiCl,-CHLCOCH,
TiCly-CgHgCOOC,H;, etc.

[0041] Polytitanic acid esters represented by the following general formula may also be used.

8
OR
s ! s
RO— (Ti—0)q —R
|

8
OR

where R8 represents the same or different hydrocarbon residues, preferably with 1-10 carbon atoms. Especially pre-
ferred are aliphatic hydrocarbon residues of 2-6 carbon atoms. The value of g is normally such that 2 < q<10.
[0042] Specific examples of such compounds include isopropyl polytitanate, normal-butyl polytitanate, normal-hexy!
polytitanate and 2-ethyihexy! polytitanate.

[0043] There may also be used trivalent titanium compounds represented by the general formula Ti(OR9), X, (where
R? is a hydrocarbon residue, preferably with about 1-10 carbon atoms, X represents a halogen, and r represents a
number such that 0 < r < 3). Specific examples of such titanium compounds include TiCla, TiBrg, Ti(OC5Hg)Cly, Ti
(QOC,Hg),. etc. These may aiso be used in admixture with each other.

[0044] Preferred among these are halogenated titanium compounds and tetraalkoxytitanium compounds.

Component (A-1-4)

[0045] (A-1-4) of the invention is a compound selected from among halogenated titanium compounds, halogenated
silicon compounds and halogenated aluminum compounds.

[0046) As halogenated titanium compounds there may be mentioned compounds represented by the general formula
Ti(OR19)4..X, (where R0 is a hydrocarbon residue, preferably with about 1-10 carben atoms, X represents a halogen,
and s represents a number such that 1 < s < 4). Specifically there may be mentioned TiCly,, TiBry, Ti(OC,Hg)Clg, Ti
(OCHg),Cly, THOC,Hg)sCl THOICR;)Cl;, THONC4HGICly, Ti(ONC4Hg),Cly, TI(ONC4Hg)sCl Ti(OICHG)Cly, Ti
(OsecC4Hg)Cla, Ti(OtC4Hg)Cly, Ti{OCgH,1)Cly, TI(OCgH,3)Cly, Ti(OCgH17)Cly, Ti(OcCgHy1)Cla, TI{OCgHg)Cl,, Ti
(OnC4Hg)Br3, etc. There may also be used molecular compounds obtained by reacting electron donors with these. As
such molecular compounds there may be mentioned TiCly-CH3COC,Hg, TiCly:CH3COOC,H;s, TiCly-CHLCOCI,
TiCl,-CgHsCOOC,Hg, etc. There may also be used trivalent titanium compounds represented by the general formula
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(115) bis(n-butylcyclopentadienyl) zirconium dichloride,

(116) bis(n-butylcyclopentadienyl) zirconium dimethyl,

(117) bis(n-butylcyclopentadienyl) zirconium dihydride,

(118) bis(methyl, n-butylcyclopentadieny!) zirconium dichloride,

(119) bis{methyl, n-butylcyclopentadienyl) zirconium dimethyl,

(120) bis(methyl, n-butylcyclopentadienyl) zirconium dihydride,

(121) methylene-bis(indenyl) zirconium dichloride,

(122) methylene-bis(indenyl) zirconium dimethyl,

(123) methylene-bis(indenyl) zirconium dihydride,

(124) ethylene-bis(indenyl) zirconium dichloride,

(125) ethylene-bis(indenyl) zirconium dimethyl,

(126) ethylene-bis(indenyl) zirconium dihydride,

(127) ethylene-bis(4,5,6,7-tetrahydroindenyl) zirconium dichloride,
(128) ethylene-bis(4,5,6,7-tetrahydroindenyl) zirconium dimethyl,
(129) ethylene-bis(4,5,6,7 -tetrahydroindenyl) zirconium dihydride,
(130) dimethylsilyl-bis(indenyl) zirconium dichloride,

(131) dimethylsilyl-bis(indenyl) zirconium dimethyl,

(132) dimethylsilyl-bis(indenyl) zirconium dihydride,

(133) dimethylsilyl-bis(2-methylindenyl) zirconium dichioride,

(134) dimethylsilyl-bis(2-methylindenyl) zirconium dimethyl,

(135) dimethylsilyl-bis(2-methylindenyl) zirconium dihydride,

(136) dimethylsilyl-bis(2-methyl, 4-phenylindenyl) zirconium dichloride,
(137) dimethylsilyl-bis(2-methyl, 4-phenylindenyl) zirconium dimethyl,
(138) dimethy!silyl-bis(2-methyl, 4-phenylindeny!) zirconium dihydride, -
(139) dimethyisilyl-bis(2-methylbenzoindenyl) zirconium dichloride,
(140) dimethylsilyl-bis(2-methylbenzoindenyl) zirconium dimethyl,
(141) dimethylsilyl-bis(2-methylbenzoindenyl) zirconium dihydoride,
(142) dimethylsilyl-bis(2-methyl,4-phenylazulenyl)zirconium dichloride,
(143) dimethylsilyl-bis(2-methyl,4-phenylazuienyl) zirconium dimethyl,
(144) dimethylsilyl-bis(2-methyl,4-phenylazulenyl)zirconiumdihydoride,

[0065] The following correspond to formula [2] where zirconium is used:

(1) bis{(methylcyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(2) bis(ethylcyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(3) bis(methylcyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

(4) bis(ethylcyclopentadienyl) zirconium (methyl) (tetraphenyiborate) tetrahydrofuran complex,

(5) bis(methylcyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(6) bis(ethylcyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(7) bis(dimethylcyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydroturan complex,

(8) bis(trimethylcyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(9) bis(tetramethylcyclopentadienyl) zirconium (chloride) (tetraphenyiborate) tetrahydrofuran complex,
(10) bis(ethyltetramethylcyclopentadienyl) zirconium (chloride)(tetraphenylborate) tetrahydrofuran complex,
(11) bis(indenyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(12) bis(dimethylcyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

(13) bis(trimethylcyclopentadienyl) zirconium (methy!) (tetraphenylborate) tetrahydrofuran complex,

(14) bis(tetramethylcyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

(15) bis(ethyltetramethylcyclopentadienyl) zirconium (methy!) (letraphenylborate) tetrahydrofuran complex,
(16) bis(indenyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

(17) bis(dimethylcyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(18) bis(trimethylcyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(19) bis(ethyltetramethylcyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydroturan complex,
(20) bis(trimethylsilylcyclopentadienyl) zirconium (methy!) (tetraphenyiborate) tetrahydrofuran complex,
(21) bis(trimethylsilylcyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,
(22) bis(trifluoromethyicyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,
(23) bis(trifluoromethylcyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,
(24) isopropylidene-bis(indenyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(25) isopropylidene-bis(indenyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

1
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(26) isopropylidene-bis(indenyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,
(27) pentamethylcyclopentadienyl(cyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran
complex,

(28) ethyllelramethylcyclopemadienyl(cyclopemadienyl) zirconium (chloride) (tetraphenyiborate) tetrahydrofuran
complex, . .
(29) pentamethylcyclopentadienyl(cyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran com-
plex, : ’

(30) ethyltetramethylcyclopentadienyl(cyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran
complex,

(31) pentamethylcyclopentadienyl(cyclopentadienyl) zirconium (hydride) (letraphenylborate) tetrahydrofuran com-
plex,

(32) ethyltetramethyIcyclopémadieny|(cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran
complex,

(33) isopropylidene(cyclopentadienyl){fluoreny!) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,
(34) isopropylidene(cyclopentadienyl)(fluorenyl) zirconium {methyl) (tetraphenylborate) tetrahydrofuran complex,
(35) isopropylidene(cyclopentadienyl)(fluorenyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,
(36) bis(cyclopentadienyl) zirconium (chloride) {tetraphenylborate) tetrahydrofuran complex,

(37) bis(cyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydroturan compiex,

(38) bis(cyclopentadienyl) zirconium (ethyl) (tetraphenylborate) tetrahydrofuran complex,

(39) bis(cyclopentadienyl) zirconium (propyl) (tetraphenylborate) tetrahydrofuran complex,

(40) bis(cyclopentadienyl) zirconium (phenyl) (tetraphenylborate) tetrahydrofuran complex,

(41) methylcyclopentadienyl(cyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,
(42) ethylcyclopentadienyl(cyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran compiex,
(43) bis(ethylcyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(44) methylcyclopentadienyl(cyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydroturan complex,
(45) ethylcyclopentadienyl(cyclopentadieny!) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,
(46) methylcyclopentadienyl{cyclopentadienyl) zirconium (hydride) (tetrapheny!borate) tetrahydrofuran complex,
(47) ethylcyclopentadienyl(cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,
(48) dimethylcyclopentadienyl(cyclopentadienyl) zirconium (chloride) (letraphenylborate) tetrahydrofuran com-
plex,

(49) trimethylcyclopentadienyl({cyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran com-
plex,

(50) tetramethylcyclopentadienyl{cyclopentadienyl) zirconium {chloride) (tetraphenylborate) tetrahydrofuran com-
plex,

(51) bis(pentamethylcyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(52) indenyl{cyclopentadienyl) zirconium (chloride) (tetraphenyiborate) tetrahydrofuran complex,

(563) dimethylcyclopentadienyl(cyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,
(54) trimethylcyclopentadienyl(cyclopentadienyl) Zirconium (methy!) (tetraphenylborate) tetrahydrofuran complex,
(55) tetramethylcyclopentadienyl(cyciopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran com-
plex, .

(56) bis(pentamethylicyclopentadienyl) zirconium (methyl) (tetraphenyliborate) tetrahydrofuran complex,

(57) cyclopentadienyl(indeny!) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

(58) dimethylcyclopentadienyl(cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,
(59) trimethylcyclopentadienyl{cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,
(60) bis(pentamethylcyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(61) indenyl(cyclopentadieny!) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex, )

(62) trimethylsilylcyclopentadienyl(cyclopentadienyl) zirconium (methyl)(tetraphenylborate) tetrahydrofuran com-
plex,

(63) trimethylsilylcyclopentadienyl(cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran com-
plex,

(64) trifluoromethylcyclopentadienyl{cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran
complex,

(65) bis(cyclopentadienyl)(trimethylsilyl) zirconium (tetraphenylborate) tetrahydrofuran complex,

(66) bis(cyclopentadienyl)(triphenylsilyl) zirconium {tetraphenylborate) tetrahydrofuran complex,

(67) bis(cyclopentadienyl)[tris(trimethylsilyl)silyl] zirconium (tetraphenylborate) tetrahydrofuran complex,

(68) bis(cyclopentadienyl)(trimethylsilylmethyl) zirconium (tetraphenylborate) tetrahydrofuran complex,

(69) bis(cyclopentadienyl)(benzyl) zirconium (tetraphenylborate) tetrahydrofuran complex,

(70) methylene-bis(cyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,
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(71) ethylene-bis(cyclopentadieny!) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(72) isopropylidene-bis(cyclopentadieny!) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex.

(73) dimethylsilyl-bis(cyclopentadienyl) zirconium (chloride) (tetraphenylborate) tetrahydrofuran complex,

(74) methylene-bis(cyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

(75) ethylene-bis(cyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

(76) isopropylidene-bis(cyclopentadienyl) zirconium {methyl) (tetraphenyiborate) tetrahydrofuran complex,

(77) dimethylsilyl-bis(cyclopentadienyl) zirconium (methyl) (tetraphenylborate) tetrahydrofuran complex,

(78) methylene-bis(cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(79) ethylene-bis(cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(80) isopropylidene-bis(cyclopentadienyl) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(81) dimethylsilyl-bis(cyclopentadieny!) zirconium (hydride) (tetraphenylborate) tetrahydrofuran complex,

(82) bis(cyclopentadienyl) zirconium {methanesulfonate) (tetraphenylborate) tetrahydrofuran complex,

(83) bis(cyclopentadienyl) zirconium (p-toluenesulfonate) (tetraphenylborate) tetrahydrofuran complex,

(84) bis(cyclopentadienyl) zirconium {triflucromethanesulionate) (tetraphenylborate) tetrahydrofuran complex,
(85) bis(cyclopentadienyl) zirconium (benzenesulfonate) (tetraphenyiborate) tetrahydrofuran complex,

(86) bis(cyclopentadienyl) zirconium (pentafluorobenzenesulfonate) (tetraphenylborate) tetrahydrofuran complex,
(87) bis(tetramethyicyclopentadienyl) zirconium (triflucromethanesulionate) (tetraphenylborate) tetrahydrofuran
complex, .

(88) bis(indenyl) zirconium (trifluoromethanesulfonate) (tetraphenylborate) tetrahydrofuran complex,

(89) ethylenebis(indenyl) zirconium {trifluoromethanesulfonate) (tetraphenylborate) tetrahydrofuran complex,
(90) isopropylidene-bis(indenyl) zirconium (triflucromethanesulfonate) (tetraphenylborate) tetrahydrofuran com-
plex, etc.

[0066] In the examples mentioned above, disubstituents of the cyclopentadienyl ring include 1,2- and 1,3- substitu-
ents, and trisubstituents include 1,2,3- and 1,2,4- substituents. .

[0067] There may also be mentioned compounds similar to those listed above, using compounds of other metals of
Groups 3, 4, 5 and 6, such as titanium compounds and hafnium compounds. Mixtures of these compounds may also
be used.

«Preparation of component (A)»

[0068] Component (A)of the invention comprises the above-mentioned component (A-1) and component (A-2). Com-
ponent (A) can be obtained by contacting these two components outside of the reaction system, or it may be synthesized
inside the system. When the two components are contacted, there may be employed, for example, a mechanical mixing
method using a revolving ball mill, oscillating mill, jet mill, medium agitating pulverizer or the like, a method of contact
by agitation in the presence of an inert diluting agent, or a method of forced carrying by co-drying or co-precipitation.
The inert solvent used here is preferably an aliphatic, alicyclic or aromatic hydrocarbon or halohydrocarbon compound.
The contact may be carried out in any desired order.

[0069] For the contact, there may be included components other than those mentioned above, for example organic
aluminum compounds, organometallic compounds, organic silicon compounds, siloxanes and halogenated siliconcom-
pounds, so long as the effect of the invention is nol hindered. The contact temperature is usually about -50°C to 200°C.
The amount of the components used for the contact is in the range of 0.0001-10 mmo!, and preferably 0.001-5 mmol
of component (A-2) to 1 gram of component (A-1).

[0070] Component (A) can be subjected to pre-polymerization treatment which comprises polymerizing a small
amount of an ethylenic unsaturated compound in the presence of an organic aluminum compound. The organic alu-
minum compound used therefor may be, specifically, component (B) described below. The ethylenic unsaturated com-
pound used may be, specifically, a-olefins such as ethylene, propylene, butene, pentene, hexene, elc., styrenes such
as styrene, divinylbenzene, etc., dienes such as buladiene, isoprene, 1,9-decadiene, 1,7-octadiene, etc., or cyclic
olefins such as cyclopentene, norbomene, etc. The pre-polymerization is preferably carried out to produce about
0.01-1000 g, and preferably 0.1-100 g of polymer per 1 gram of the solid catalyst component (A).

<Component (BYorganic aluminum compound>

[0071] Component (B) is an organic aluminum compound.

{0072] The organic aluminum compound used for the invention may be a compound represented by the general
formula R'3 pAlXj, or R’y ;A{OR"); (where R' and R" are hydrocarbon residues of 1-20 carbon atoms, or hydrogen atoms,
X is a halogen, and h and i are such thatO<h <3and0<i< 3). Specific examples include (a) trialkylaluminums, for
example trimethylaluminum, triethylaluminum, tripropylaluminum, triisobutylaluminum, trihexylaluminum, trioctylalumi-
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num, tridecylaluminum, etc.; (b) alkylaluminum halides, for example diethylaluminum chloride, diisobutylaluminum chio-
ride, ethylaluminum sesquichloride, ethylaluminum dichloride, etc.; (c) alkylaluminum hydrides, for example diethyla-
luminum hydride, diisobutylaluminum hydride, etc.; and (d) alkylaluminum alkoxides, for example diethylaluminum
ethoxide, diethylaluminum phenoxide, etc. There may also be used (e) alumoxanes, for example methylalumoxane,
isobutylalumoxane, etc. These may also be used in combinations of two or more. Preferred among these are trialky-
laluminums.

[0073] These are generally used in an amount such that the proportion is A/M = 0.1-100,000 mole/mole, and pref-
erably AVM = 1-10,000 mole/mole, as the ratio with the metallocene-type transition metal compound in the solid catatyst
component (A).

[Olefin polymerization}

[0074] A publicly known olefin polymerization process may be employed for production of a polymer according to
the invention. That is, it may be carried out with a batch system, a continuous system or a semi-batch system. It may
also be carried out by a polymerization process wherein the medium is an inert hydrocarbon such as propane, butane,
pentane, hexane, heptane, toluene or cyclohexane, by a polymerization process wherein the used monomer itself is
the medium, or by a polymerization process in a gas phase using no medium.

[0075] The olefin polymerized by the polymerization process of the invention is represented by the general formula
R3I-CH=CH, (where R3° represents a hydrogen atom or a hydrocarbon residue of 1-10 carbon atoms), and specific .
examples thereot include olefins such as ethylene, propylene, 1-butene, 1-pentene, 3-methylbutene-1, i-hexene,
4-methylpentene-1, 1-octene, styrene, etc. These may be used in combination with each other for random copolym-
erization or block copolymerization.

[0076] The process of the invention may be used to produce isotactic polymers, syndiotactic polymers or atactic
polymers. ) :
[0077] The polymerization conditions are in the range of a polymerization temperature of 0-280°C, and preferably
50-250°C, and a polymerization pressure of normaily 1-2000 kg/cm2G. If necessary, the molecular weight may be
controlled for the polymerization by using a molecular weight adjuster such as hydrogen.

Examples

[0078] In the following examples, Ml is the flow rate according 1o JIS K6760 at 190°c under a load of 2.16 kg, FRis
the ratio of M! under a load of 2.16 kg and the flow rate measured under a load of 10 kg, measured at 180°C using
the same apparatus used for measurement of Mi, and it is represented by FR = (flow rate under 10 kg load)/(flow rate
under 2.16 kg load).

[0079] MTisthe melt tension measuredusinga capillograph manutactured by Toyo Precision Instruments Laboratory,
KK., with a nozzle diameter of 2.095 mm, a nozzle length of 8 mm, an extrusion speed of 1.0 cm/min and a draw-out
rate of 4.0 m/min, at 190°C.

<Example Al>
[Production of component (A-1)]

[0080] 1In 3.2 kg of demineralized water in which 0.2 kg of zinc suliate had been dissolved there was dispersed 1 kg
of synthetic mica (ME-100, manufactured by Cope Chemical Co.), and the mixture was stirred at room temperature
for one hour and filttered. After subsequent washing with demineralized water, the solid concentration was adjusted to
25%. and the slurry was introduced into a spray drier to obtain globular granulated particles. The particles were dried
under reduced pressure at 200°C for 2 hours to obtain component (A-1-1).

[c081] A 5 g portion of this component (A-1-1) was placed in a thoroughly dried, N,-substituted flask and was dis-
persed in 50 mi of dehydrated heptane, after which MAGARA-BEM (manufactured by Toso-Akuzo) as component (A-
1-2) was added to 3.56 mmol in terms of Mg atoms and the mixture was stirred at 50°C for one hour. Next, 4.3 ml of
a 10% TiCl, (component (A-1-3)) heptane solution was added and the mixture was further stirred at 50°C for one hour.
After completion of the reaction, the product was dried under reduced pressure to obtain component (A-1). The Ti
content thereof was 1.60 wt%.

[Production of component (A)]

[0082] A 500 mg portion of component (A-1) was introduced into a 100 ml flask that had been adequately nitrogen-
substituted, and then 25 ml of purified toluene was added to make a slurry. Into this there were introduced 0.04 mmol

14




10

15

20

25

30

35

40

45

50

55

EP 0 974 601 A2

of bis(n-butylcyclopentadienyl) zirconium dichloride and 0.5 mmol of triethylaluminum, and the mixture was reacted
for 5 minutes at room temperature to cbtain catalyst component (A).

[Polymerization]

[0083] Into an autoclave with an internal volume of 1.5 fiters equipped with a stirring and temperature control appa-
ratus there was introduced 0.8 liter of adequately purified n-heptane. Next, 0.35 mmol of triethylaluminum, 4 ml of
1-hexene and 160 mg of the above-mentioned catalyst component were introduced. After then introducing 100 ml of
hydrogen, ethylene was introduced to a total pressure of 5 kg/cm2G and polymerization procedure was carried out for
3 hours at 90°C.

[0084] As a result there was oblained 168.0 g of polymer. The Ml of the product was 0.026 and the FR was 17.8.
Based on GPC, the polymer had a double-peak structure with an Mn of 36,200 and an Mw of 404,900. The MT of the
polymer was 63.8 g.

<Example A2>
[Production of component (A)]

[0085] Component (A-1-1) was synthesized in the same manner as in Example A1. For production of component
(A-1), 5 g of component (A-1-1) was placed in a thoroughly dried, No-substituted flask and was dispersed in 50 mi of
dehydrated heptane, after which 2.1 mmol of TiCl, (component (A-1-3)) was added and MAG ARA-BEM (manufactured
by Toso-Akuzo) as component (A-1-2) was added dropwise to 2.1 mmol in terms of Mg atoms, and the mixture was
stirred at room temperature for one hour. After completion of the reaction, the product was thoroughly washed with
dshydrated heptane and dried under reduced pressure to obtain component (A-1). The Ti content of component (A-1)
was 1.28 Wt%. )

[0086] Component (A) was produced in the same manner as Example A1, except that this product was used as
component (A-1).

[Polymerization]

[0087] Polymerization was carried out in the same manner as Example A1, except that no hydrogen was used during
the polymerization as in Example A1 and the polymerization time was changed to one hour.

[0088] As a result of the polymerization, 110.2 g of polymer was obtained. The Ml of the product was 1.15 and the
FR was 7.66. Based on GPC, the polymer had a double-peak structure with an Mn of 31,900 and an Mw of 171,300.
The MT of the polymer was 5.0 g.

<Comparative Example 1>

[0089] This was carried out in the same manner as Example A1, except that component (A-1-1) was used as com-
ponent (A-1) in Example Al.

[0090] As a result, 80.3 g of polymer was obtained. The Ml of the product was 1.68 and the FR was 5.98. The MT
of the polymer was 1.4 g.

<Exampte B1>
[Production of component (A-1)]

[0091] In 3.2 kg of demineralized water in which 0.2 kg of zinc sulfate had been dissolved there was dispersed 1 kg
of synthetic mica (ME-100, manufactured by Cope Chemical Co.), and the mixture was stirred at room temperature
for one hour and filtered. Aflter subsequent washing with demineralized water, the solid concentration was adjusted to
25%, and the slurry was introduced into a spray drier to obtain globular granulated particles. The particles were dried
under reduced pressure at 200°C for 2 hours to obtain component {A-1-1).

[0082] A 20 g portion of MgCl, was placed in a thoroughly dried, No-substituted flask, and then 160 mi of dehydrated
heptane and 141 ml of tetrabutoxytitanium were added and the mixture was stirred at 90°C for 2 hours to obtain an
MgCl, solution (component (A-1-2)).

[0093] A 5 g portion of the above mentioned component (A-1-1) was placed in another thoroughly dried, N,-substi-
tuted flask and was dispersed in 25 ml of dehydrated heptane, after which component (A-1-2) was added to 6.66 mmol
in terms of Mg atoms and the mixture was stirred at room temperature for one hour. This was dried under reduced
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pressure to obtain a powder. The powder was then dispersed in 50 ml of dehydrated heptane, 1.33 mmol of SiCl,
(component (A-1-4)) was added and the mixture was further stirred at room temperature for 30 minutes, after which
4.73mmol of TiCl, (component (A-1-4)) was also added and the mixture was stirred at 50°C for 3hours. After completion
of the reaction, the product was adequately washed with dehydrated heptane and dried under reduced pressure to
obtain component (A-1). The Ti content thereof was 1.04 W1%.

[Production of component (A)]

[0094] A 500 mg portion of component (A-1) was introduced into a 100 m! flask that had been adequately nitrogen-
substituted, and then 25 mi of purified toluene was added 1o make a slurry. Into this there were introduced 0.04 mmol
of bis(n-butyicyclopentadienyl) zirconium dichloride and 0.5 mmol of triethylaluminum, and the mixture was reacted
for 5 minutes at room temperature to obtain catalyst component (A).

[Polymerization]

[0095] Into an autoclave with an internal volume of 1.5 liters equipped with a stirring and temperature control appa-
ratus there was introduced 0.8 fiter of adequately purified n-heptane. Next, 0.35 mmol of triethylaluminum, 4 m! of
1-hexene and 160 mg of the above-mentioned catalyst component were introduced. Ethylene was then introduced to
a total pressure of 5 kg/em2G and polymerization procedure was carried out for 1 hour at 90°C.

[0096] As a result there was obtained 68.0 g of polymer. The MI of the product was 0.57 and the FR was 9.0. Based
on GPC, the polymer had an Mn of 35,600 and an Mw of 165,900. The MT of the polymer was 6.7 g.

<Example B2>

[0097] Component (A-1-1) and component (A-1 -2) were synthesized in the same manner as in Example B1. For
production of component (A-1), 5 g of component (A-1-1) was placed in a thoroughly dried, Np-substituted flask and
was dispersed in 25 ml of dehydrated heptane, after which 3.33 mmol of component (A-1-2) was added in terms of
Mg atoms and the mixture was stirred at room temperature for one hour. This was dried under reduced pressure to
obtain a powder. The powder was then dispersed in 50 mi of dehydrated heptane, 5.82 mmol of SiCl, (component (A-
1-4)) was added and the mixture was further stirred at 30°C for 3 hours and then at 90°C for 3 hours. After adequate
washing, 3.84 mmol of ethylaluminum dichloride (component (A-1-4)) was added dropwise and the mixture was stirred
at 35°C for 2 hours. After completion of the reaction, the product was adequately washed with dehydrated heptane
and dried under reduced pressure to obtain component (A-1). The Ti content of component (A-1) was 0.18 wi%.
[0098] Component (A) was produced and used for a polymerization procedure in the same manner as Example B1,
except that this product was used as component (A-1).

[0099] As a result of the polymerization there was obtained 82.5 g of polymer. The Mi of the product was 0.22 and

the FR was 10.8. Based on GPC, the polymer had an Mn of 21,600 and an Mw of 182,000. The MT of the polymer
was 14.2 g.

<Comparative Example 2>

[0100] This was carried out in the same manner as Example B1, except that component (A-1-1) was used as com-
ponent (A-1) in Example B1.

[0101] As a result, 80.3 g of polymer was obtained. The M! of the product was 1.68 and the FR was 5.98. The MT
of the polymer was 1.4 g.

<Example B3>

[0102] Component (A-1-1) was synthesized in the same manner as in Example B1.

[0103] For production of component (A-1), 100 ml of dehydrated heptane and 25.5 mmol of tributoxymonochlortita-
nium were placed in a thoroughly dried, Np-substituted flask, 25.8 g of Mg(OEt) and 2.33 ml of n-BuOH were added,
and the mixture was stirred at 100°C for 2 hours to obtain a Mg(OEt), solution (component (A-1-2)). After placing 5 g
of component (A-1-1) in a thoroughly dried, N,-substituted flask and dispersing it in 25 ml of dehydrated heptane,
component (A-1-2) was added to 3.33 mmol in terms of Mg atoms, and the mixture was stirred at room temperature
for one hour. This was dried under reduced pressure to obtain a powder. The powder was then dispersed in 50 ml of
dehydrated heptane, 10.0 mmol of ethylaluminum sesquichloride (component (A-1-4)) was added dropwise at 40°C,
and the mixture was stirred at 70°C for one hour. After completion of the reaction, the product was adequately washed
with dehydrated heptane and dried under reduced pressure to obtain component (A-1). The Ti content of component
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(A-1) was 1.22 wt%.

[0104] Component (A) was produced and used for a polymerization procedure in the same manner as Example B1,
except that this product was used as component (A-1).

[0105] As a result of the polymerization there was obtained 91.4 g of polymer. The Ml of the product under a 21.6
load was 0.61. Based on GPC, the polymer had a double-peak structure with an Mn of 54,700 and an Mw of 382,600.
The MT of the polymer was 62 g.

<Example B4>

[0106] Component (A-1-1) and component (A-1-2) were synthesized in the same manner as in Example B3. For
production of component (A-1), § g of component (A-1-1) was placed in a thoroughly dried, Np-substituted flask and
was dispersed in 25 ml of dehydrated heptane, after which 2.22 mmol of component (A-1-2) was added in terms of
Mg atoms and the mixture was stirred at room temperature for one hour. This was dried under reduced pressure to
obtain a powder. The powder was then dispersed in 50 ml of dehydrated heptane, 2.22 mmol of TiCl, (component (A-
1-4)) was added and the mixture was further stirred at 56°C for 2 hours, and after completion of the reaction the product
was adequately washed with dehydrated heptane and dried under reduced pressure to obtain component (A-1). The
Ti content of component (A-1) was 1.52 wi%.

[0107] Component (A) was produced and used for a polymerization procedure in the same manner as Example B1,
except that this product was used as component (A-1).

[0108] As a result of the polymerization there was obtained 64.0 g of polymer. The M of the product was 0.42 and

the FR was B.05. Based on GPC, the polymer had an Mn of 22,700 and an Xw of 156,500. The MT of the polymer was
9649

<Example C1>
[Production of component (A-1)]

[0109] in 3.2 kg of demineralized water in which 0.2 kg of zinc sulfate had been dissolved there was dispersed 1 kg
of synthetic mica (ME-100, manufactured by Cope Chemical Co.), and the mixture was stirred at room lemperature
for one hour and filtered. After subsequent washing with demineralized water, the solid concentration was adjusted to
25%, and the slurry was introduced into a spray drier to obtain globular granulated particles. The particles were dried
under reduced pressure at 200°C for 2 hours to obtain component (A-1-1).

[0110] A 4.8 g portion of MgCl, was placed ina thoroughly dried, N,-substituted flask, and then 200 ml of dehydrated
heptane and 23.4 ml of 2-ethylhexanol were added and the mixiure was stirred at 90°C for 2 hours to cbtain a MgCl,
solution (component (A-1-2)).

[0111] A5 g portion of this component (A-1-1) was placed in another thoroughly dried, N,-substituted flask and was
dispersed in 25 ml of dehydrated heptane, after which component (A-1-2) was added to 6.66 mmol in terms of Mg
atoms and the mixture was stirred at room temperature for one hour. This was dried under reduced pressure to obtain
a powder. The powder was then dispersed in 50 ml of dehydrated heptane, 4 mmol of triethylaluminum was added
dropwise over 10 minutes at 20°C, and then the mixture was heated to 80°C and stirred for 2 hours. After subsequent
washing with heptane, 3 mi of TiCl, (component (A-1-3)) was added and the mixture was stirred at 80°C for 2 hours.
After completion of the reaction, the product was adequately washed with dehydrated heptane and dried under reduced
pressure to obtain component (A-1). The Ti content thereof was 1.72 Wi%.

[Production of component (A)]

[0t112] A 500 mg portion of component (A-1) was introduced into a 100 ml flask that had been adequately nitrogen-
substituted, and then 25 ml of purified toluene was added to make a slurry. Into this there were introduced 0.04 mmol
of bis(n-butylcyclopentadienyl) zirconium dichloride and 0.5 mmol of triethylaluminum, and the mixture was reacted
for 5 minutes at room temperature to obtain catalyst component (A).

[Polymerization]

[0113] Into an autoclave with an internal volume of 1.5 liters equipped with a stirring and temperature control appa-
ratus there was introduced 0.8 liter of adeguately purified n-heplane. Next, 0.35 mmol! of triethylaluminum, 4 mi of
1-hexene and 160 mg of the above-mentioned catalyst component were introduced. Ethylene was then introduced to
a total pressure of 5 kg/em2G and polymerization procedure was carried out for 1 hour at 90°C.

[0114] As a result there was obtained 92.4 g of polymer. The Mi of the product was 0.70 and the FR was 9.1. Based
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on GPC, the polymer had an Mn of 35,300 and an Mw of 118,200. The MT of the polymer was 14.9 g.

<Example C2>

[0115] Component (A-1-1) and component (A-1-2) were synthesized in the same manner as in Example C1. For
production of component (A-1), 5 g of component (A-1-1) was placed in a thoroughly dried, N,-substituted flask and
was dispersed in 25 ml of dehydrated heptane, after which 3.33 mmol of component (A-1-2) was added in terms of
Mg atoms and the mixture was stirred at room temperature for one hour. This was dried under reduced pressure to
obtain a powder. The powder was then dispersed in 50 ml of dehydrated heptane, 13.3 mmol of SiCl, was added and
the mixture was stirred at 50°C for 2 hours. After subsequent washing with heptane, 3.84 mmol of TiCl, (component
(A-1-3)) was added and the mixture was stirred at 35°C for 2 hours. After completion of the reaction, the product was
adequately washed with dehydrated heptane and dried under reduced pressure to obtain component (A-1). The Ti
content of component (A-1) was 1.13 wi%.

[0116] Component (A) was produced and used for a polymerization procedure in the same manner as Example C1,
except that this product was used as component (A-1).

[0117] As a result of the polymerization there was obtained 55.9 g of polymer. The Ml of the product was 0.38 and
the FR was 8.6. Based on GPC, the polymer had an Mn of 44,000 and an Mw of 164,000. The MT of the polymer was
52g.

<Comparative Example 3>
[0118] This was carried out in the same manner as Example C1, except that component (A-1-1) was used as com-

ponent (A-1) in Example C1.

[0118] As aresult, 80.3 g of polymer was obtained. The MI of the product was 1.68 and the FR was 5.98. The MT
of the polymer was 1.4 g.

[0120] By the method of the present invention it is possible to provide a polymerization process which allows pro-
duction of polymers with good moldability and a wide molecular weight distribution, while also allowing control of the
molecular weight distribution. The invention also has excellent operational stability as explained above, because there
is no elution or separation of the catalyst component from the solid catalyst component.

Claims

1. An olefin polymerization catalyst comprising the following component (A) and component (B);

component (A): a solid catalyst component comprising the following component (A-1) and component (A-2),

component (A-1): a solid component obtained by contacting the following component (A-1-1), component
(A-1-2) and component (A-1-3),

component (A-1-1): an ion-exchangeable layered silicate
component (A-1-2): a magnesium compound
component (A-1-3): a titanium compound

component (A-2): a metallocene-type transition metal compound,

component (B): An organic aluminum compound.

2. An olefin polymerization catalyst according to claim 1, wherein component (A-1-2) is an organic magnesium com-
pound.

3. An olefin polymerization catalyst according to claim 1, wherein component (A-1-2) is one contact-treated with a
titanium compound.

4. An olefin polymerization catalyst according to claim 1, wherein component (A-1-2) is one contact-treated with an
electron donating compound.

5. An olefin polymerization catalyst according to claim 1, wherein component (A-1) is a solid component obtained by
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contacting the following component (A-1-1), component (A-1-2), component (A-1-3) and component (A-1-4),
component (A-1-1): an ion-exchangeable layered silicate
component (A-1-2): a magnesium compound
component (A-1-3): a titanium compound
component (A-1-4): a compound selected from the group consisting of halogenated titanium compounds, hal-

ogenated silicon compounds and halogenated aluminum compounds.

An olefin polymer production process comprising the step of contacting an olefin with an olefin polymerization
catalyst according to any one of claims 1 to 5 for ils polymerization.

An olefin polymerization catalyst comprising the following component (A) and component (B);
component (A): a solid catalyst component comprising the following component (A-1) and component (A-2),

component (A-1): a solid component obtained by contacting the following component (A-1-1) and com-
ponent (A-1-2),

component (A-1-1): an ion-exchangeable layered silicate
component (A-1-2): a compound obtained by contacting an inorganic magnesium compound with a
titanium compound :

component (A-2): a metallocene-type transition metal compound,

component (B): An organic aluminum compound.

An olefin polymerization catalyst according to claim 7. wherein component (A-1-2) is one contact-treated with an
electron donating compound.

An olefin polymerization catalyst according to claim 1, wherein component (A-1) is a solid component obtained by
contacting the following component (A-1-1), component (A-1-2) and component (A-1-4),

component (A-1-1): an ion-exchangeable layered silicate :

component (A-1-2): a compound obtained by contacting an inorganic magnesium compound

component (A-1-4): a compound selected from the group consisting of halogenated titanium compounds, hal-
ogenated silicon compounds and halogenated aluminum compounds.

An olefin polymer production process comprising the step of contacting an olefin with an olefin polymerization
catalyst according to any one of claims 7 to 9 for its polymerization.
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layered silicate
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pound
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‘tion metal compound
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